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Syntheses
2-Bromo-N-ethylacetamide (9)
2-Bromo-N-ethylacetamide was prepared according to the literature with minor modifications. 14 Briefly, to ethylamine (66-72% in H 2 O, 3 mL) and CH 2 Cl 2 (17 mL) potassium carbonate (2 M, 18 mL) at 5 °C was added dropwise bromoacetylbromide (2.2 mL, 25.33 mmol) in CH 2 Cl 2 (17 mL). After 30 min, cooling was removed and the solution stirred for additional 17 h. The aqueous phase was separated and extracted two times with CH 2 Cl 2 (2 x 5 mL). The combined organic layers were washed with H 2 O (2 x 10 mL) and dried using sodium sulfate. After removal of the solvent, the product was obtained as a colorless, hygroscopic solid (2.51 g, 61%). 1 H-NMR (300 MHz, CDCl 3 ) δ = 6.52 (br, 1H, NH), 3.86 (s, 2H, Br-CH 2 ), 3.32 (dq, J = 7.3, 5.7 Hz, 2H, ethyl-CH 2 ), 1.17 (t, J = 7.3 Hz, 3H, ethyl-CH 3 ) ppm. 
Di-tert-butyl 7-(2-(ethylamino)-2-oxoethyl)-1,4,7-triazanonane-1,4-dicarboxylate (10)
Under argon, compound 5 (2.96 g, 8.98 mmol) and potassium carbonate (5 g, 36.24 mmol) were added to dry acetonitrile (70 mL). Compound 9 (1.5 g, 8.98 mmol) in dry acetonitrile (20 mL) was added dropwise and the reaction was refluxed for 18 h. The solvent was removed and the residue dissolved in saturated NaHCO 3 solution (50 mL) followed by extraction with chloroform (3 x 15 mL). The combined organic layers were dried using sodium sulfate and after removal of the solvent, the crude product was purified by silica gel column chromatography (ethyl acetate) to give compound 10 as an orange oil (3.31 g, 89%) containing one main isomer and two minor isomers. 1 H and 13 H NMR data are provided in tabular form in the Supporting Information. -ethyl-2-(1,4,7-triazanonan-1-yl)acetamide (11) Compound 10 (3.20 g, 7.72 mmol) was dissolved in CH 2 Cl 2 (6 mL) and cooled to 0 °C. Trifluoroacetic acid (6 mL) was added dropwise and the reaction mixture was stirred for 2 h at r.t. The solvent was removed and the yellow solid residue was dissolved in H 2 O (30 mL). The pH was adjusted to pH > 10 with sodium hydroxide solution and the aqueous phase was extracted with chloroform (5 mL) until the organic layer was colorless. The combined organic layers were dried using sodium sulfate and after removal of the solvent compound 11 was obtained as yellow oil (1.20 g, 73% [2] [3] [4] 4, Under argon, compound 11 (0.84 g, 3.93 mmol), 1-methyl-2-imidazolecarboxaldehyde (1.36 g, 12.36 mmol) were dissolved in dry THF (20 mL) and the mixture was stirred for 3 h at r.t. Next, sodium triacetoxyborohydride (0.85 g, 4.03 mmol) was added in small portions and stirring was continued for additional 17 h. More sodium triacetoxyborohydride (3 x 0.85 g) was added in 1 h time intervals and the mixture was stirred for another 2 h. Then, H 2 O (10 mL) was added, the pH was carefully adjusted to pH < 2 using TFA and stirring was continued for 30 min. The solvents were removed and the residue was purified using automated flash chromatography to give NODIA-Me-NH-Et (12)  3 TFA  2 H 2 O as yellow resin (1.19 g, 62% Figure S6 . Proton NMR of 6 S8 Figure S22 . HR-ESI(+) spectrum of di-tert-butyl 7-(2-(ethylamino)-2-oxoethyl)-1,4,7-triazonane-1,4-dicarboxylate (10) S19 Figure S24 . HR-ESI(+) spectrum of 2-(4,7-Bis((1-methyl-1H-imidazol-2-yl)methyl)-1,4,7-triazonan-1-yl)-N-ethylacetamide NODIA-Me-NH-Et (12) S20 
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